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@ Ferroelectric film of fluoroolefin copolymer and method of forming same. 

• @ The invention provides a fen^oelectric film of a copolymer which comprises at least 90 md % of 
vinylidene fluoride and trifluoroethylene in a molar ratio of from 70 :30 to 90 :10 and which has 
a number average molecular weight from 3 x 10* to 30 x 10*, 

a Curie point not lower than 70*^0 and an enthalpy change of not less than 5 J/g at said Curie point, 

and 

another enthalpy change of not less than 24 J/g at a melting point detemilned by differential 
scanning calorimetry, 

the film being fonned from a solution of said copolymer. 
The film is formed by applying a 0.01-20 wt% solution of the copolymer in an ether to a substrate, 
drying the liquid film and baking the dried film at 70-1 60*^0. The film has a high value of reskJual 
polarization and is useful, for example, in liquid crystal display devtees. 
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This invention relates to a ferroelectric film of a vinytidene fluoride based copolymer and a method of form- 
ing the film. 

Ferroelectric ceramic materials and ferroelectric plastic materials are selectively used in various display 
devices. Ceramic materials are generally excellent in heat resistance but difficult to form into films with large 
5 areas. Plastic materials are relatively low in heat resistance, but some plastic materials can easily be fomied 
into films with large areas. 

. In the field of liquid crystal display devices such as, for example, panel displays for personal computers of 
lap-top type there Is a strong demand for color displays of improved perfonnance. and major efforts are directed 
to the development of color displays of the active matrix type using a switching or driving element such as a 
10 thin-fllm transistor or a thln-fllm diode for each picture element Jnparticujarjthgjj se of thin-film dio des i^ ^^-^ 
pected ,teLtead.taA.£uccessJii^^ l arj:; e s u rface area^ 

However, it is not easy to form a large number offfiirPfilm diode elements on an insulating substrate (usually 
' a glass substrate) having a large surface area. In the case of a liquid crystal display device of the active matrix 
type using thin-film diode elements it is usual to employ a so-called MIM (metai-insulator-metal) structure, which 
IS is produced by forming a first set of electrodes on a glass subsb^te, overlaying a Ta206 film which serves as 
a ferroelectric layer on the first electrodes and forming a second set of electrodes on the Ta206 layer. The fer- 
roelectric layer of Ta206 is usually formed by an anodic oxidation method, but by this method it is difficult to 
form a film having a desirably large surface area. Therefore, trials have been made to use a ferroelectric plastic 
material that can easily be formed into a film with a large area. However, still there is no fenroeiectric plastic 
20 nriaterial that is fully satisfactory in the fenroeiectric and other characeristics for use In display devices of the 
active matrix type and can easily be fomied into a very uniform and smooth film. 

It Is an object of the present invention to provide a ferroelectric plastic film which has good properties and 
* is useful as a ferroelectric layer, for example, in a liquid crystal display device of the active matrix type. 

. It is another object of the Invention to provide a method of surely fomnlng a defec^less ferroelectric film ao- 
25 cording to the invention. 

Recording to the invention there is provided a fejn)ele.ctric film of^c ojo^ cor ngrisjsi ^QY ndene 
fluoride and trifluoroethjrlene^ principal componentettiat amount to at least 90 mol% of the copolymer onoofl^ 
^itidff'thg t^tiie mo^ lsjn.ffierriifgefrorn-^^ 
"Tiumber average molecular weight In the range from 3 x 1(H to 30 x 10^ and a Curie point not lower than 70*^C 
30 and exhibits an enthalpy change (AH,ti) not less than 24 J/g at a melting point detemnined by differential scanning 
catorimetry and another enthalpy change (AHq) not less than 5 J/g at the Curie point. The fi lm is form ed from 
a sdutionof tiie copolymer. - . 

^~^'urSieM^^ a metiiod for producing a ferroelectric film which is stated above. The meth- 

od comprises the steps of dissolving tiie above-speeified copolymer in an organic solvent which comprises at 
35 least 90 wt% of an etiier so as to obtain a solution in which the concentration of the copolymer is in the range 
from 0.1 to 20 wt%, applying the solution to a substrate thereby forming a liquid film on the substrate, drying 
the liquid film to remove the solvent, and baking the dried film at a temperature In the range from 70 to leo^'C. 

According to the invention the material of a ferroelectric film Is a copolymer of vinylldehe fiuoride (VDF) 
and trifiuoroethylene (TrFE), though the copolymer can optionally incorporate not more tiian 1 0 mol% of anotiier 
40 fluoroolefin or a fluoroketone as will be described hereinafter. 

For a ferroelectric layer In a liquid crystal display device of the active matrix type, an important requirement 
. is that the value of residual polarization (Pr) should be as large as possible since the electric characteristics of 
tiie device become better as the value of Pr becomes larger . The value of Pr does not become large unless 
the material of the ferroelectric layer exhibits high fenroelctricity. In tiie case of a copolymer of VDF and TrFE, 
45 one of the essential conditions Is ttiat the copolymer has the p-type crystal structure and anotiier is that coop- 
erative dislocation of -CF2- dipoles In the copolymer crystals and adequate interaction of the -CF2- dipoles in 
tiie adjacent molecules take place. In this copolymer -CF2-dipoles are attributed to VDF, and both the degree 
of interaction of the dipoles and the stability of the p-type crystal structure depend on the amount of TrFE. The 
present invention specifies that the molar ratio of VDF to TrFE should be in the range from 70:30 to 90:10. If 
50 tiie proportion of TrFE is less than 10 mol% the tiie copolymer loses ferroelectricity by reason of an increase 
in helical crystals (a-type crystals). If the proportion of TrFE Is more than 30 mol% the interaction of -CFr di- . 
- poles In the adjacent molecules becomes so weak that the copolymer exhibits paraelectricity at room temper- 
ature and fails to exhibit ferroelectricity necessary for tiie present Invention. 

The copolymer used In tiiis Invention must have a number average molecular weight (Mn) ranging from 3 
55 X 10^ to 30 X 10^. if Mn Is below 3 x 10^ a film of the copolymer is Insufflcient In the strength of adhesion to a 
substrate or an underiying layer and liable to peel off or crack. If Mn is above 30 x 10^ the copolymer becomes 
low In solubilities in organic solvents and hence cannot easily be formed into a film. The copolymer is required 
to have a Curie point which is not lower than 70X. If the Curie point is below 70''C the copolymer does not 
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exhibit sufTicientty high ferroelectricity. 

The copolymer film according to the invention must exhibit an enthalpy change (AHm) not less than 24 J/g 
at a melting point determined by differential scanning calorlmetry (DSC) and an enthalpy change (AHc) not less 
than 5 J/p at the Curie point. If the amount of AH^ is less than 24 J/g the copolymer film is insufficient in crys- 

5 • tallinlty. If the amount of AHc is less than 5 J/g the copolymer film does not exhibit sufficientty high ferroelectricity 
and hence is not large In the value of residual polarization (P^). 

According to the invention a film of the VDF-TrFE copolymer is formed from a solution of the copolymer in 
^iDjether such as, for exam ple, dioxane. The u^^_ of an ether is an essgntjal rondi^ 
copqjyn^rJTilnp^havtng a micros 

10 A ferroelectric plastic film according to the Invention is sufficiently large In the value of residual polarization 
(Pr) and henciB is useful, for example, in a liquid crystal display device of the active matrix type as a ferroelectric 
layer to form thin-film diodes as switching or driving elements. 

In principle the present invention uses binary copolymer of VDF and TrFE. However, it is possible to modify 
the binary copolymer by copolymerizing a small amount of an auxiliary component. As the auxiliary componerit 

IS' it is suitable to choose a fluoroolefin such as tetrafluoroethylene, chiorotrifluoroethyiene, vinyl fluoride or hex- 
afluoropropene or a fluoroketone represented by hexafluoroacetone. The incorporation of such an auxiliary 
; component serves the purpose of improving the crystallinity of a film of the copolymer and the adhesion of the 
copolymer film to a substrate or an underlying electrode layer, but the auxiliary component adversely affects 
the ferroelectricity of the copolymer. In the rnodjfied 

20 should be limi ted to 10 mol% of thelotaTof VPF and TrFE. ^ 

^ — Acbpolymerfor use in this Invention can be prepare?*Ey copolymerizing VDF and TrFE, and another flu- 
oroolefin orafluorolcetone if desired, by a conventional radical polymerization process in the manner of solution 
polymerization, suspension polymerization or emulsion polymerization. Jhe liquid medium for the reaction can 
be selected from watgTtjIocohois such as t-buta nol andJsqpropanol^s|turateffh'^^ 

25 " cmdlWrep^ne^ halogenated hydrocarbons sucB as tri chloroliriflu oroethane anSldichiorotei^^ 

Snes^uch^£.acetone7^t^ as ethyl acetate jind 

"batyTacetate, and accordin g to the need^a^rSxedXqu^ conventionaTradicif pory^^ ihi-^ 

tiator islused.lFor exampleTa select^^ is made from dicarbonates such as diisopropyl peroxydicarbonate, di- 
2-ethylhexy1 peroxydicarbonate and di-n-propyl peroxydicarbonate, diacyi peroxides such as n-heptafluorobu- 

30 tyric peroxide, lauroyl peroxypivalate and t-butyl oxyneodecanoate, alkyi peroxides such as di-t-butyl peroxide 
and t-butylcumyl peroxide and 2,2'-azobisisobutyronitrile. An optimum temperature for the polymerization de- 
pends on the Idnd of the radical polymerization initiator, but in general the reaction temperature is in the range 
from0to130**C. 

J"o iom a ferroel ectric film according to the invention a solution^f thejboye described VDF-TrFE copo^^^^ 

35 jymgrjsapplied to fiTsubsfi^rterinThfflgse-off surface areait is preferable to employ 

a spin coating metiiod. A film formed by this method is very thirl compared with the surface area. That is, the 
filmTsalfalrnost two-dimensional film, and hence in this film the direction of growth of the copolymer crystals 
is limited. Therefore, tiie film fomning condition becomes an Important factor in obtaining a film having desired 
fenroelectric characteristics. , 

40 Acconjing to the invention particufar. attention is paid to the organic solvent for preparing a soMoxLQf the 
VDF-TrFE copolymer, and^njether JsjisedJoJorm a good film from the solution. In tiie conventional coating 
methods using a solutionroCaflUiCUtQelg fi co poly mer it is usual to use a Icetone as the solyentJHowever, 

when a film of the VDF-TrFE copolymer is formed from a solution in a Icetone the film is not really good from 
- all aspects. That is, by observation with the naked eye the film seems to be uniform and smooth, but micro- 

45 scopically the film has a number of island-lilce regions each of which is an agglomerate of innumerable islets. 
The island-lil<e regions exist even before curing the film and further augment by heat treatment for curing the 
film. In the film having such island-like regions the crystallinity of the VDF-TrFE copolymer remains insufficient, 
and when tiie film is used in the driving or switching elements of a liquid crystal display device of active matrix 
. 'type there occurs nonuniformity of electric field whereby tiie electric characteristics of tiie device are marred. 

50 . According to the invention an etiier is used as the solvent for preparing a solution of the VDF-TrFE copo- 
lymer to form a uniformly smooth film which is free of Island-like regions. S uitable ethers are n-dibut vLfithjec 
tetrahydro fijran, tetghydropyran, di oxane and trioxanej and particula riy dioxane is preferred^A ccording to the 
"need it Ispermissible to mix a smalTamount of a cycllcketone such as cydohexanone, cycloheptanone or cy- 
dopentanone with the ettieriorJhe PMfpose of adjusting the viscositv. stability or evaporatlonr at^ of the solvent^ 

55 In the case of such a mixed solvent the maximum amount of the optional cyclic ketone is limited to 10 wt%. 

In the solution the concentration of tiie VDF-TrFE copolymer should be fironUIU Q 20 wt%. When the con- 
centration is below 0.1 wt% It is likely that a film fbmied by an ordinary coating method is too thin. When the 
concentration is above 20 wt% it is likely that the obtained film is uneven in thickness. 
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The solution is applied to a substrate by a spin coating or an alternative coating method to form a liquid 
film on the substrate. Then the liquid film Is dried at room temperature or under mild heating until the solvent 
is completely removed. The dried film is baked at a temperature in the range from 70 to IGO^'C and below the 
melting temperature of the copolymer. By this baking operation the copolymer film becomes dense and crys- 
5 talline. If the baking temperature is above IGC'C the film fiuidifies, and the film does not easily crystallize. If 
the baking temperature is below /O^'C It means that the baking temperature is below the fen-oelectric transition 
point of the copolymer, and It takes a very long time to crystallize the film. 

EXAMPLE 1 

10 

A binary copolymer of VDF and TrFE was prepared by the following process. 

An autoclave having a capacity of 1 liter was charged with 600 ml of 1,1,2-trichloix)-1,2,2-trlfluoroethane 
(CF(M13). Then the gas atmosphere in the autoclave was replaced by nitrogen gas while stirring CFC-113, 
and the nitrogen gas was purged from the autoclave, and this operation was repeated twice. After that 48 g of 
IS VDF^ d 29 g of TrFEnvere charged in the autoclave, and the temperature in the autoclave was adjusted to 
20'C. As a radical polymerization initiator, 18 g of 5 wt% solution of heptafluorobutyric peroxide in CFC-113 
was added. After that the mbcture in the autoclave was continuously stirred fo r^fcTh r at a constant temperature 

* of 25*^0 (±1''C) to carry out polymerization reaction. After the reaction the residual gas was purged from the 
autoclave. 

20 The product of tiie above polymerization reaction was a VDF-TrFE copolymer in ttie fomi of a slurry. The 
sluny was discharged from the autoclave and subjected to solid-liquid separation to obtain a cake of the co- 
polymer. The cake was washed with methanol, and the washed copolymer was collected by filtration and dried. 
The dry weight of the copolymer was 64 g, which means 86% yield. 

The obtained copolymer was composed of 70 mol% of VDF and 30 mol% of TrFE and had a number aver- 

25 age molecular weight Mn of 9 x 1 0^. The molecular weight was determined by GPC, assuming the copolymer 
to be polystyrene. 

EXAMPLES 2-6 

30 In these examples the copolymerization process of Example 1 was repeated except that the proportion of 
VDF to TrFE was varied as shown in Table 1 and that ttie polymerization reaction temperature was varied in 
order to control the molecular weight of the copolymer. The molecular weight became 3 x 10* by reacting at 
30''C, from 8 X 10* to 10 x 10"^ by reacting at 25''C and 30 x 10* by reacting at 17''C. 

Each of the copolymers obtained in Exiamples 1-6 was formed into a film from a solution in dioxane, and 

35 the film was subjected to DSC analysis to determine the Curie point, melting point, an enthalpy change at the 
melting point, AHm. and an enthalpy change at the Curie point, AlHc. Besides, on a film of each copolvmer the 
. valueofj[e.$idMcaLBfi^^ by the C-V method^Each sample film was formed on a 50- 

mm square glass substrate on which an iTSTfilffTRaving r^istance of about 10 CUD was coated in advance by 
applying a solution of the copolymer in dioxane to the substrate by a spin coating method, d rvlno the sol film 

40 and baking the dried film for 1 hr at a temperature higher than the Curie point of the copolymer by about lO^'C. 
After that a 2-mm square elecbrode of aluminum was formed on the copolymer film by vacuum evaporation. 
The thickness of each copolymer film was 4000-5000 A.. 

COMPARATIVE EXAMPLES 1-4 

48 

The copolymerization process of Example 1 was repeated except that the proportion of VDF to TrFE was 

* varied as shown in Table 1 and that the reaction temperatrue was varied to control the molecular weight of the 
copolymer. 

Each of the copolymers of Comparative Examples 1 and 2 was fonnied into a film from a solution in dioxane, 
50 and each of ttie copolymers of Comparative Examples 3 and 4 was fonmed into a film from a solution in acetone. 
On each of ttiese copolymer films the Curie point, melting point, AHm. AHe and P, were as shown In Table 1. 
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TABLE 1 





Composition 
(mol%) 


Mn(x104) 


M.P. 
CC) 


Curie 
Point 

(OC) 


(J/g) 


AHe(J/g) 


Pr(mC/nn2) 




VDF 


TrFE 














Ex. 1 
Ex. 2 
Ex.3 
Ex.4 
Ex. 5 
Ex.6 


70 
75 

fin 

80 
85 

90 


30 
25 

20 
15 
10 


9 
8 

3 
9 

30 
10 


153 
151 
148 
149 
146 
152 


70 
90 
116 
114 
140 
148 


24 
24 
24 
24 
^0 

25 


12 
17 
19 
20 

5 


90 
102 
109 
110 

102 


Comp. 
Ex.1 


95 


5 


6 


159 




19 




45 


Comp. 
Ex.2 


65 


35 


10 


155 


68 


24 


10 


50 


Comp. 
Ex.3 


85 


15 


30 


146 


139 


21 


12 


72 


Comp. 
Ex.4 


80 


20 


4 


148 


112 


24 


3 


75 



EXAMPLES 7-9 

The copolymer of Example 1 (Copolymer No. 1), the copolymer of Example 3 (Copolymer No. 3) and the 
copolymer of Example 5 (Copolymer No, 5) were used In Examples 7, 8 and 9, respectively. 

In each example the copolymer was dissolved In dioxane to prepare a solution of a predetemilned con- 
centration, which ranged from 3 to 15 wt% as shown In Table 2. The solution was applied to a glass plate by 
spin coating at a spinning rate of 5000 rpm. The spin coating operation was performed for 40 sec. The liquid 
film on the glass plate was left standing at room temperature for 20 min to allow the solvent to evaporate. Then 
the surface of the copolymer film was observed with optical microscope to examine whether island-like regions 
exist or not. After that each copolymer film was cured by baking for 1 hr at a predetermined temperature, which 
ranged from 90 to 140°C as shown in Table 2. The surface of the cured film was observed with optical micro- 
scope to examine whether island-like regions exist or not. The results are shown in Table 2, wherein: "A" means 
that no island-like region was perceptible; "B" means the existence of slight island-like regions; and "C means 
the existence of a number of heavy island-like regions. Besides, the strength of adheston of each film to the 
glass substrate was tested by the cross-cut adhesion test according to JIS K 5400, and the result is indicated 
In Table 2 by the number of no peel areas among 100 areas tested with cellophane tape. 

COMPARATIVE EXAMPLE 5 AND 6 

The copolymer No. 5 was used in these comparative examples, and the film forming process of Example 
9 was modified in the following points. 

In Comparative Example 5 acetone was used to piBpar e 10 wt% so| ution of the copolymer. In Comparative 
Example 6, which used dioxane to prepare 10 wt% solutton of the copolymer, the copolymer film on the glass 
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plate was bake cured at 60''C. 

In each case the copolymer film was observed with optical microscope before and after curing, and the 
cross-cut adhesion test was made on the cured film. The results are shown in Table 2. 
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Claims 

1. A ferroelectric film of a copolymer which comprises at least 90 mol % of vinylidene fluoride and trifluoro- 
ethylene In a molar ratio of from 70:30 to 90:10 and which has 

5 a number average molecular weight from 3 x 10* to 30 x 10^, 

a Curie point not lower than TO^'C and an enthalpy change of not less than 5 J/g at said Curie point, 

and 

another enthalpy change of not less than 24 J/g at a melting point determined by differential scan- 
ning calorimetry, 

10 the film being formed from a solution of said copolymer. 

2. A film according to claim 1, wherein said copolymer Is a binary copolymer of vinylidene fluoride and tri- 
fluoroethylene. 

3. A film according to claim 1 , wherein said copolymer further comprises at least one of tetrafluoroethylene, 
chlorotrifiuoroethylene, vinyl fluoride, hexafluoropropene and hexafluoroacetone. 

4. A method of producing a film as claimed In any one of claims 1 to 3, which method comprises: 

dissolving said copolymer in an organic solvent comprising at least 90 wt% of an ether so as to ob- 
tain a solution in which the concentration of said copolymer Is from 0.1 to 20 wt%; 

applying said solution to a substrate thereby forming a liquid film on said substrate; 

drying said liquid film to remove said organic solvent; and 

baldng the dried film on said substrate at a temperature from 70 to 160*'C. 

5. A method according to daim 4, wherein said ether is n-dibutyl ether, tetrahydrofuran, tetrahydropyran, dl- 
oxane or trioxane. 

6. A method according to claim 4 or 5, wherein said solution further comprises not more than 10 wt% of a 
cyclic ketone. 

30 7. A method according to dalm 6, wherein said cydic Icetone is cydohexanone, cydoheptanone or cydo- 
pentanone. 

8. A method according to any of daims 4 to 7, wherein said solution is applied to said substrate by spin coat- 
ing. 

35 

9. An article having a film as dalmed In any one of daims 1 to 3 on at least one surface thereof. 

A ferroelectric film of a copolymer which comprises at least 90 moi % of vinylidene fluoride and trifluoro- 
ethylene in a molar ratio of from 70:30 to 90:10 and which has 

a number average molecular weight from 3 x 10* to 30 x 10^ 

a Curie point not lower than 70*'C and an enthalpy change of not less than 5 J/g at said Curie point, 

and 

another enthalpy change of not less than 24 J/g at a melting point determined by differential scan- 
ning calorimetry. 



so. 
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